


 
21 ( 22 1 9 ) (Tristan H. 

Lambert  (Columbia Univ.), Jieping Zhu  (ICSN)) 14

89

Lambert

Columbia

Zhu Ugi

   

1 ( 22 3 6 )

30

8



 

 
01

 
 

 
 

 
 

 
 

 
A02

 
 

 
 
 

 
 

 
 

 
 
A03

 
 

 
 

 
 

 
 

 
 



A01

:

Chem. Lett. 2010, in press.

EtO
I

O
CO+ +

PdCl2(PPh3)2
DMAP, NEt3
C6H6, EtOH
h  (pyrex)

EtO

O

OEtO
70%45 atm

EtO
I

O
CO+ +

PdCl2(PPh3)2
DMAP, NEt3
C6H6, EtOH
h  (pyrex)

EtO

O

OEtO

81%
45 atm

Cl I PhCO ++

PdCl2(PPh3)2
DMAP, NEt3
C6H6, EtOH
h  (pyrex)
45 atm

Cl

O

Ph

70%

I
Ph2CO ++

PdCl2(PPh3)2
DMAP, NEt3
C6H6, EtOH
h  (pyrex)
45 atm

O

O

Ph

41%

A01

:

Pd



A01

:

Sn

Cl

O

Sn

Sn

O

Cl

Sn

Cl

Cl

Rf

Rf

Rf Rf

Rf

Rf
Rf Rf

Rf: C6F13C2H4

Sn

C8F17SO2O

O

Sn

Sn

O

OSO2C8F17

Sn

C8F17SO2O

OSO2C8F17

Rf

Rf

Rf Rf

Rf

Rf
Rf Rf

85%

C8F17SO2OAg 
(4.0 eqiuv)

acetone, rt, 1 h

  10H2O

Sn

C8F17SO2O

O

Sn

Sn

O

OSO2C8F17

Sn

C8F17SO2O

OSO2C8F17

Rf

Rf

Rf Rf

Rf

Rf
Rf Rf

(5.0 mol%)
PhCHO +

OTMS

OMe FC-72 / toluene (5:1, 3 mL)
rt, 9 h

OH

Ph OMe

O

90%
(0.5 mmol)

(0.6 mmol)

A01

:

(CH2)n

X

O
O O

CH2(ZnI)2

X
(CH2)n

O O

25 °C
1.5-2 h

78% (X=CH2, n=1): 11 membered
73% (X=O, n=1): 11 membered
61% (X=O, n=2): 12 membered
61% (X=O, n=3): 13 membered
81% (X=O, n=4): 14 membered

40 °C
5-10 h

O

H O

O

H

Zn
H2
C

Zn

Cl

Cl

CP1

O O

O
H

H

Zn
Cl

H2
C Zn

Cl

TS1

Zn
O O

O
H

H2C
Zn

Cl

Cl

H CP2

Cl
Zn

O

H

(R)

H2
C

O

H

O

Zn
Cl

TS2

(R) O

(R)

H

O
CH2Zn

Cl

O Zn Cl
H

CP3

Zn
O

H
(S)

O

Cl

O

Zn
Cl

CH2

H

TS3

O

H

O

Zn

O

Cl

Zn CH
Cl CH2

H

PD

+27.4 -35,3

+19.6

-31.0

+15.6

-44.6

O Me
O

O

CD2(ZnI)2
O

Me
O

D OZnI
D

25 °C
+

91% >95%

-Acyloxy- - bis(iodozincio)methan

M. Sada, S. Matsubara
J. Am. Chem. Soc. ASAP (2010)



A02

:

A02

:

- -
DNA13

5'-d(TTCTTCCCTTCTT)-3'
3'-d(AAGAAGGGAAGAA)-5'

DNA
5'-d(TTCTTCCCTTCTT)-3'

3'-d(AAGAAGGGAAGAA)-5'

Tm

Tm

O

O

DMTrO N

N
NH

O

P
O

N
CN

O

NO

O

O

O

HO N

NH
O

O

O O

NH
O

O

O N

NH
O

O

O O

NH

O

O

O

O N

N
NH

O

P
O

O

NO

O

O

O

O

DMTrO N

NH
O

O

O
PO

O

O

OH

O N

NH
O

O

O

O

O

O N

N
NH

O

P-O

O

HN

O

O

O

HO N

NH
O

O

O
P-O

O

1.5 M NaOMe/MeOH

r.t., 30 min

S
N
H

N
NN

CH3CN 1 min

NC

NC

Controlled Pore Glass
(1000 

E = -34.9 kcal/mol



A02

- -
JandaJelTM

K. Fukase, K. Tanaka, and co-workers,
Chem. Asian J. 2009, 4, 574-580.

O
BnO

TrocHN

BnO

O
BnO

TrocHN
O

BnO
O O

OAcO
O

OBnO

O

O
BnO

O
BnO

OAcO
BnO OFmoc

BnO

AcO

O
BnO

AcHN

BnO
O

O
BzO

OBz

O
AcO

O
CO2Me

AcO
AcHN

AcO OAc
OAc

JandaJelTM
J

O
BzO

BzO

OH
HO

O

CO2Me

AcO
N3

AcO OAc
OAc

OAllyl

CF3

NPh

O

quant, /  = 20 : 1
EtCN, -78oCTMSOTf

Microreactor

O
BnO

TrocNH

BnO
HO

OAllyl

O
O

OBn

ClN3

O
OPh

CF3

NPh

O

92 %, /  = 1 : 5
CH2Cl2, -78oC

Microreactor

TMSOTf

92 %, /  = 1 : 5
CH2Cl2, rt

Microreactor

Et3SiH, BF3 OEt2

O
BnO

OFmoc

O
OPh

OAllyl
O

Bn

OFmoc

HO

BnO

OAllyl

K. Fukase, K. Tanaka, Y. Mori,
J. Carbohydr. Chem. 2009, 28, 1-11.

Ph

MeO2C

O
Ph

H
MeO2C

OL-Selectride
THF, 78 ºC

62%, dr = > 20 / 1

O
H

H

HO

O

HO

O

O
O

O

OH
COOMe

H

H

bruceantin

HO2C

scabronine A

OMe

O

OH
OMe

H

A02

1,4-

- - 1,4-
1,4-

1,4-
bruceantin 

K. Orimoto, T. Fujii, M.Nakada manuscript in preparation.

L-Selectride
THF/ DMF (1/ 2)

-78 0 oC, 2 h
83%, single isomer

CO2Ph

CO2Et
TIPSO

CO2Ph

CO2Et
TIPSO

HE

L-Selectride
THF/ DMF (1/ 2)

-78 0 oC, 2 h
82%, single isomer

CO2Ph

CO2Et
TIPSO

CO2Ph

CO2Et
TIPSO

H

Z



N

OH
O

O

Me

O O

Me
Me

Me

H

Me

Me

A

A02

:

A
I A B

Y. Takahashi, F. Yoshimura, K. Tanino, M. Miyashita
Angew. Chem., Int. Ed., 48, 8905-8908 (2009)

N

O
O

O

Me

O O

H

Me
Me

Me

H

H

Me Me

OTMS

H H

OTMS
Me

H

Me

O

H H

O
Me

Me

OH

H

O
MeZoanthenol

Zoanthenol

I

/

A03

:

in situ [10]
7,14-

R. Umeda, Y. Tobe
Org. Lett. 11 ,4104 (2009)

(in situ)

[10]

7,14-



A03

:

[5]
UV-Vis

Chem. Eur. J. 15, 9434 (2009) 
/

UV-Vis
[Chem. Lett. in press (2010)]

2 s

24 s

K. Hirai, K. Bessho, T. Kitagawa, T. Tomioka
J. Phys. Org. Chem. ASAP (2010)

I

I
O

H
Br

Br

Li

OHI

IBr

Br 1) SOCl2 NI

IBr

Br

NI

IBr

Br N2I

IBr

Br

CO2EtH

CO2EtON
tBuOK

NaNO2

AcOH
Ac2O

2) H2NCO2Et,
AgBF4

THF

30%

67%

92%

48%

+

I

IBr

Br

triplet
carbene

h

lifetime 24 s

A03

:



A03

:

zigzag
1 2 X

aromatic sextet zigzag
3

1) Hirao, Y.; Konishi, A.; Matsumoto, K.; Kurata, H.; Kubo T. AIP Conference Proceedings, accepted.
2) Shimizu,A; Hirao, Y.; Kubo, T.; Nakano, M.; Botek, E.; Champagne, B. AIP Conference Proceedings, accepted.

1
2

N,N-�������	
�-
��


������
�-���

orangeorange

���

deep purpledeep purple pale yellowpale yellow

NN
O

O O

O

OMeMeO

N

N
O

O

O
O

OMe

MeO

N

N O
O

O
O

MeO

OMe

2a

N
+

��������
�� !�"#$%

&'() *+,-./0123%4
5678912�: ;<= >? @ABCDEF./�DGHIJKLM

*N���OPQ��RSTU
������00VWXY7���ZVWXY7���Z[\13]^_
�� !�"#$%4

VW@�`PabMcd]^_
 !�"#0ef !�"#0ef//��

 !�"#0gh

HR-TEM]^_ef/ !�"#0ijkl0mn

10 nm 10  nm

��������������	
��
	
��


opq0rspqkltupv
wxwy�������	z{P|���
}~	���pq@VWab����M

��#���|�$%�^��|�6
0�y�����]^_"	S��

N NH NH2 OMe

OMe

���

���

�`Pab0�y
�-0��]^�����
�������

�y
�-�`P
ab0��]���

3% ¡¢£_��#��ab0k%o¤¢£���b¥¦05f§¨©
�������ª��b
�-0

wxwy�������	]^����«¬�� !�"#§$%�_��`Pab§c­¬®�¯_ef/��
 !�"#0kl§°��]«ª !�"#5f±0��b
�-�`Pab0²³]^_´�§mµ«¶
��������·¸ª
��� �#3%¹§º�«¶��#��ab0k»¹0¼½§¾¿¬­_�


	ニュースレター1
	ニュースレター2
	ニュースレター3
	ニュースレター4
	ニュースレター5
	ニュースレター6
	ニュースレター7
	ニュースレター8
	ニュースレター9
	ニュースレター10

